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"Some Complex Compounds of Complete Phosphorous 
Acid Eéters With Copper, Silver and Gold Salts,” 
Acad A. Ye. Arbuzov, V. M. Zoroastrova, Sci Res 


Chem.Inst imeni A. M. Butlerov, Kazan State U imenl 


V. I. ‘Lenin 

"Dok Ak Nauk SSSR" Vol LXXXIV, No 3, pp 503-506 

A. Ye. Arbuzov indicated that the reaction of com- 
Plete esters of phosphorous acid with cuprous salts 
resulted in complex compds like CuX-P(OR)2 and 
CuX-2P(0R)3. These same esters also reacted with 


2e5T1L 


sliver halide, producing complex compds' like 
AgX-P(OR)3. CuX-P(OR)3 and similar complex compds | 
were found to have a triple mol wt. On. the other 
hand, the mol wts of compds like CuX-2P(0R)3 were 
not detd. The complex compds, however, resulting 
from the reaction of phosphorous acid esters with | 
Silver halide also produced a triple mol. Finally, 


"the action of triphenylphosphite on AuC1-PC13 
‘brought forth the complex compd, (CgH50) 3P-AuCl. 
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ARBUZOV, A.Ye., akademik; KAZANSKIY, B.A,, akademik; PETROV, 4.D., chlen-korrespon- 
ores "AN SSSR; NIKITIN, H.1., chlen-korrespondent AN SSSR; FIGUROVSKIY, H.A., 
professor, otvetstvennyy redaktor; POGODIN, S.A., professor; ZVYAGINTSEY, 

0.Ye., professor; YEVINYKVA,P.M., uchenyy sekretar'. 


{Materials on the history of Soviet chemistry; reports given at the 2nd 

All-Union Conference on the History of Soviet Chemistry, 21-26 April 1951] 

Materialy po istorii ctechestvennoi khimii; sbornik dokladov na vtoron 

Veesoiusnom soveshchanii po istorii otechestvennoi khimii, 21-26 aprelia 

1951 ge Moskva, Isd-vo Akademii nauk SSSR, 1953. 318 p. (MERA 7:4) 
(Chenistry--History) 
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PETROV, A.A.; _ARBUZOV, A.Z., akademdk, ; PORFIR'YSVA, Yu.I 
Order of addition of alkylhypohalogenides to vinylacetylene homol 

Dok1.AN SSSR 90 no,42561-564 Je '53, ca dae ey 
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CIA-RDP86-00513R000101920002-6" 


APPROVED FOR RELEASE: 06/05/2000 


"APPROVED FOR RELEASE: 06/05/2000 CURD ESE. wdatebnnas ehestecahdn ra ‘6 


PURER ESAT | EETPECSR ER WASP RRE SRS ES RE MR acre i Sree aes eae Ree : 


- PUDOVIK,A.N.;--LEBEDEVA,-NwM; ~ ARBUZOY,, ae ‘Yon, ‘akadenik, 
Reaction of addition and condensation of phos 
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1. Khimicheskiy institut im. a.Ye. Arbuzova Kazansko, 
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(Phosphonium compounds ) 
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Separation of asymmetric tetracovalent phosphonium compounds into optically 
active components. Dokl.AN SSSR 92 no.1:69-71 S '53, (MLRA 6:8) 


1, Akademiya nauk SSSR (for Arbuzov). 2. Khimicheskiy institut im. 4,Ye. 
Arbusova Kaganskogo filiala Akademii nauk SSSR (for Kamay and Khismatullina). 
(Phosphonium compounds ) 
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YURZHEHKO, T.1.; PUCHIN, V.A.; GRIGOR'YEVA, K.S.; ARBUZOV, A.E., akademik. 
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Peculiarities of the initiating action of tertiary hydrogen peroxides during 
emulsion polymerization. Dokl.AN SSSR 92 no.1:97-100 S '53, (MERA 6:8) 


1, dAkademiya nauk SSSR (for Arbuzov). 2, L' vovskiy politekhnicheskiy insti- 
tut (for Yurzhenko, Puchin and Grigor 'yeva). 


(Polymers and polymerization) (Peroxides) 
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PUDOVIK, A.N.; ARBUZOV, A.Ye,, akademik. 
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Synthesis of amino phosphinic and amino thiophosphinic esters. Dokl,AN SSSR 
92 no.4:773-776 0 '53. (MIRA 6:9) 


1. Akademiya nauk SSSR (for Arbuzov), 2, Khimicheskiy institut im, A, Ye,Arbu- 
zova Kazanskogo filiala Akademii nauk SSSR (for Pudovik). 
(Zsters) (Aminophosphinic acid) 
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redaktor; PAVLOVSKIY, AvA., tekhnicheskiy redaktor, 
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Properties and Reactions of Alkyl and Aryl Propylene Phosphites. 
Communication 1. Addition Reactions. : 


lz. Ak Nauk, SSSR. Otdel, Khin . 
Nauk, No. 2, 1956, pp 179 


Translation 564938C 


APPROVED FOR RELEASE: 06/05/2000 CIA-RDP86-00513R000101920002-6" 


"APPROVED FOR RELEASE: 06/05/2000 CIA-RDP86-00513R000101920002-6 


LARA Se oS PORES Daa EBA GER ES RENTERS SSE eRe OTE OOS "A RESTS REPRE Semis oea 2 ak Ra H SSE He RRS a Se eS Rirsts< 


pat; RAZUMOVA, NA. 


Properties and conversions ef propyleneglycolphosphoreus acid esters. 
Part 1, Addition reactions. Isv.AN SSSR Otd. khim, nauk no.2: 187-192 
F '56. (MLRA 9:7) 


1.Kagguskiy khimike-tekhnolegicheskiy institut imeni S.M.Kireva. 
(Phospherous acid) 
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USSR/ Organic Chemistry - Synthetic organic chemistry 

Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11795 

Author Arbuzov A.Ye., Valitova F.G. 

Inst : Department of Chemical Sciences, Academy of Sciences USSR 
Title — : On Pyrocatechol Esters of Pyrophosphorous Acid 


Orig Pub : Izv. AN SSSR, Otd. khim. n., 1956, No 6, 681-683 


Abstract : On reaction of pyrocatechol chlorophosphite CgH),0,PC1 (I) or C6H), PBr 
with (co E. 0) PONa (II) there are obtained the pyrophosphites C6, 0pPOP- 
(00H,), ee and (CGH, OpP) 20 (Iv). With CuCl, CuBr and Cul III forms 


resins while IV yields solid addition products. which could not be puri- 
fied. From (CoH), PSONa and I was obtained C¢i),0,POPS(0C,H Ee), (v). 


To II (from 27 g (Coli,0),POH ana 4.2 g Na in 250 ml ether) are added 


32 g I and the mixture is heated for 1 hour, yield of III 13.79%, 
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USSR/ Organic Chemistry - Synthetic organic chemistry 


Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11795 


BP 115-116°/1 mm, n@°p 1.4800, af01 1816. Yield of IV 14.8%, BP 170- 
1720/1 mm, n2°p 1.5502, a2°1.3107. On saponification of IV at 140° 
is obtained pyrocatechol (VI). On heating 1 g III and 1.17 ¢ (cgH,) 


CBr (170-175°) and saponification with HCl acid there are obtained | 


(Cg, ),cPO(OH), and VI. Yield of V (in benzene) 10.6%, BP 145-. 


147°/ mm, n°°p 1.5229, apo 1.2846. 
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{The chemistry and use of phosphorus organic compounds; proceedings 
of the firet conference] Khimiia i primenenie fosf ororganicheskikh 
soedinenii; trudy pervoy konferentsii, 8-10 dekabria 1955 2. 
Moskva, 1957. 526 p. (MLRA 10:3) 


1. skademiya nauk SSSR. Kazanskiy filial. 
(Phosphorus organic compounds) 
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[Nikolai Nikolaevich Zinin; a biography] Nikolai Nikolaevich Zinta: 
piograficheskii ocherk. “Moskva, Izd-vo Akad,nauk SSSR, 1957. 215 p. 
a (MIRA 11:2) 


(Zinin, Nikolai Nikolaevich, 1812-1880) 
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ast.i tekh. 17:137-153 '57. (MERA 10:7) 


1, Direktor Hatsional'nogo optichaskogo inatituta, Archetri 
(Florentsiya) (for Ronki), 


(Vavilov, Sergei Ivanovich, 1891-1951) 
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ARBUZOV, AeYo.; KITAYBV, Yu.P. 
git ZION 
ee eathonia of heterocyclic compounds on the basis of E. Fischer's 
reaction. Part 2: Abnormal course of BE, Fischer's reaction, Zhur. ~ 
ob. khim. 27 no.9:2341-2354 S '57. (MIRA 11:3) 


1,Kazanskiy khimiko-tekhnologicheskiy institut. 
(Chemical reaction--Mechanism) 
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ARBUZOV, A.Ye.; VALITOVA, F.G. 
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1.Khimicheskiy institut Kazanskogo filiala AN SSSR. 
(Hydrasyl) (Chemistry, Organic--Synthesis) 
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AXBUZOV A.Ye.,Member of the Acacemy, KITAYsV ru.¥, PA + 3146 

A rolarographic Study of the fautomerism And Geometrical Isomerism of 
Some Arylhydrazones. _ : 
(Izucheniys tautomerii 4 geometricheskoy ixomerii nekotorykh ariligidra- 
fonov polyarograficheskim. metodom, Russian) 

Doklady Akademii Nauk SSSR, 1957, Vol 113, Nr 3, pp 577 -580 (UsSedeRe) 
Received 6/1957 . ; : Reviered 7/1957 


As it is known that tautomeric rorms and stereoisomers regenerate at dif- 
ferent potentials on a mercury—drop electrode, the polarographic method. 
was chosen in the present case, by means of which the modifications taking 
place on the occasion of the dissolution of arylnydrazones in alcohol we- 
re controlled. Folarograms were recorded during storage in the dark of the 
methanol solutions of phenyl hydrazones of acetone, of methyl ethyl ketone, 
of methyl isopropylketone, of cyclohexanon, of acetophenon, of n- cholri-’ 
ne acetophenon, of vinegar~ and benzone aldehydes. & borate buffer with 

Fy“ 792 was used. The concentration of the solutions investigated was . 
~0;6 m 1,2el0°" mol. There follows the description of the deiphering of 

the polarograms, By means of polarography it was found that the forms of the 
phenylhydrasone of acetaldehyde are not stereoisomers but tautomers. The 
substance with the melting point at 57° which is obtained by tho interac- 
tion of the component in ether in the cold or from the second form by treat- 
ment with a SO, alcohol solution is an antiisomer-phenylhydrazone, whilst 
the substance with the melting point at 98 — lol” was found to be a 2-phenyil~ 
hydrazone ethylene. Besides, ‘two isomers of phenylhydrazone nebzoe+aldehyde 
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AUTHOR: ARBUZOV.A.YE, Member of the Academy of Science, PA = 2742 
3 V,YU.P. 
TITLE: On the Mechanisim and Abnormal Course of E.FISCHER'S Reaction. 
(0 mekhanizme reaktsii E.Fishera i anomal'nom protekanii e Russian) 
PERIODICAL: Doklady Akademii Nauk SSSR, 1957, Vol 113, Nr hs pp 807-810 (U.S.3.R.) 
Received: 6 / 1957 Reviewed: 7/ 1957 


ABSTRACT: The authors showed previously that the arylhydrazones may exist in the 
three tautomeric forms. The polargraphic activity of all three forms 
proves the existence of conjunctions of bindings in their molecules. 
This paper is intended to show the nature of the intermediary effect 
of bindings in the enhydrazine form, The moleoules of these compounds 
contain two double bindings which are separated by nitrogen atoms, i.e. 
there exist two groups with T{p-comjugations in each of them. In so 
far as arylhydrazone compounds are of a basio nature, their state is con- 
siderably influenced by the acid medium. Thus, hydrezine of the one 
group may bring about a 1,4 connection of an acid according to a 
6 -conjugated system. By this a more basic hydrazine is produced, 
which becomes an anion. In this connection the effect produced by 
catalyzers in FISCHER'S reaction becomes understandable. They shift 
the tautomeric equilibiriun in the direotion of enhydrazine and acti- 
vate the bindings. The most characteristic feature of 1,4-conjugated 
systems igs their ability of entering into reactions of the Dien 
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AUTHORS ¢ Radel gd Academiciah.. 625.’ 20-6-18/h3 ~ 
; azonova, N. Ne 


TITLE} The Interaction of the Intermediate Products. of Arbuzov's 
Rearrangement with Amines (Vzaimodeptviye. promezhutochnykh 
produktov arbuzovskoy peregruppirovki s aminami). 


PERIODICAL? Doklady AN SSSR, 1957, Voh. 115, Nr 6, pp. 1119-1121 (USSR). 


ABSTRACT $ In 1905 the first author discovered & rearrangement which later on 
was, given the name "Arbuzov's rearrangement", Its general scheme is 
given. The intermediate complexes of phosphites behave. differently 
according to the fact whether they contain an aliphatic or an aroma» 
tic radical. In the case of aliphatic radicals the complex is unstab= 
lisy in the case of aromatic radicals, however, the complex can be 
dsolated in an analytically pure form, The aboveamentioned interme* 
diate products are substances capable of reaction. They show an ener® 
getic interaction with water and various alcohols. A reaction scheme 
of the intermediate oomplexes with alcohols (according to Landauer 
and Ridon) is: give. As far as the first phase of this reaction, ac» 
cording to ali probability, takes place at the expense of the active 
hydrogen of the alcohol, a similar reaction might be expected with 

Card 1/3 ‘other substances: containing active hydrogen, Instead of alcohol the 
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Akademiya nauk SSSR. 


Khimiya bol'shikh molekul; sbornik statey (Chemistry of Large 
Molecules; Collection of Articles) Moscow, Izd-vo AN SSSR, 1958. 
299 p.. (Series: Akademiya nauk SSSR. Nauchno-populyarnaya 
seriya) 30,000 copies printed. 


Compiler: G.V. Sklovskiy; Resp. Ed.: A.V. Topehiyev, Academician; 
Ed. of Publishing House: V.A. Boyarskiy; Tech. Ed.: 
I.N. Guseva. 


PURPOSE: This book is intended for a wide circle of readers 
including those who have had no training in chemistry. It can 
also serve a8 amanual for propagandists, teachers, and’ 
journalists. 
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AUTHORS: Arbuzov, A. Ye., Razumova, N. A. SOV /62-58-9-7/26 
TITLE: The Esters of Propyleneglycol Phosphorous Acid and Their 


3 Transformation Reactions (0b efirakh Propilenglikol 1. 
fosforistoy kisloty i ikh prevrashcheniyakh) 


PERIODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1958, Nr 9, pp 1061 ~ 1069 (USSR) 


ABSTRACT; The properties of the alkyl ana aryl cyclic esters of 
Phosphorous acid are different from those of the 
corresponding Open-chain esters by their &Toup rearrangements. 
The chemical behavior of the cyclic esters of Phosphorous 
acid is described in detail in various papers by Arbuzov 


7-9), the cyclic esters can react in two different ways. To 


, esters of Propyleneglycol Phosphorous acid and alkyl 
Card 1/4 halides (group rearrangements according to Arbuzov). 
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The Esters of Propyleneglycol Pho&phorous Acid and Their SOV/62-58-9-7/26 
Transformation Reactions 


Two kinds of compounds were found to be formed 

in this reaction: cyclic propyleneglycol esters of 

alkyl phosphinic acids and halogen esters of alkyl 
Phosphinic acids (with open chain). As a result of the 
study on this rearrangement process the following mechanism 
Was suggested: 


CH, - CH - OY CH. - CH - 0 OR 
3 3 ' \ 7 
| POR+R'Hal —> | > Pe Hal 
CH,- o~ CH, ~ o%” . ‘R 
H. - BS ! = = ! 
CH, - CH - 0 yh CH, - CH OL a 
P ~ | P- + Rial, 
~ WW 


CH, Hal O OR CH,- 0 


YN, 


It was further found that this process can be stopped 
Card 2/4 with the step in which the halogen ester of the alkyl 
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fransformation Reactions 


Phosphinic acid 
the temperature 
It is not entire 


» or through intermediate 


ng of the ring. There are 4 tables 
9 of which are Soviet, 
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Discussion of the report. Vest, AN SSSR 28 no.8:19-26 Ag '58 


1. Chlen-korre a (MIRA 11:9) 
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(Chemistry, Organic--Synthesis) 
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[Development of studies in the U.5.S.R, in the field of the 
polymerization of unsaturated compounds; on the 100th 
anniversary of the birth of A.B.Favorskii] Ragvitie issledo- 
vanii polimerigateii nepredel'nykh soedinenii v SSSR; k 100-~ 
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(Polymerization) (Unsaturated compounds) 
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5(3) S0V/62-59-1=5/38 
AUTHORS: Arbuzov, A. Ye., Krasil'nikova, Ye. A. : 

= ee ey = 
TITLE: On the Effect of Triarylmethyl Halides on the Silver Salts 


of Dialkyl Phosphites (0 deystvii galoidnykh triarilmetilov 
na serebryanyye soli dialkilfosforistykh kislot) 


PERICDICAL: Tavestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 1, pp 30 - 34 (USSR) 


ABSTRACT: In the investigation of the reaction of triphenyl-methyl 
chloride and triphenyl-methyl bromide with silver dialkyl 
phosphite A. Ye. Arbuzov (Ref 1) found in 1939 that the 
reaction takes place as a rule in two different directions, 
depending on the nature of the halogen. I. The reaction 
with triphenyl-methyl chloride takes place according to 
the scheme: 


(RO), POAg + c1C(C¢H.), —> AgCl + (RO) ,POC(C gH.) 5 (1) 


R= CH; ; CoH. i n-C,Ho3 i-C, HD; i-€ JH. 
Card 1/4 II. The reaction with triphenyl bromide takes place to the 
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scheme; 


’ 
(RO) ,POAg + BrO(C¢H,) > AgBr + (RO)P — C(CcH,), (2) 


R=CH, 5 CoHSs n-C Ho § i-C Ho. 

In the present paper the behavior of silver dialkyl phosphites 
with other secondary radicals was investigated. The reactions 
with chlorine and bromine derivatives on the one hand and 
with the triarylmethyl halides substituted in the nucleus 

on the other hand have shown that silver di-secondary-butyl 
Phosphite reacts according to equation (1)(Table 1). Thus, 
salts of acids containing secondary radicals react in 

another way than those containing primary radicals. The sub- 
stituent (chlorine) in the aromatic nucleus of the halogen 
derivative apparently does not change the reaction course, 

It is quite different with the reaction of silver dialkyl 
phosphites which contain primary radicals, such as silver 
diethyl phosphite and silver diisobutyl phosphite. The 


Card 2/4 
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On the Effect of Triarylmethyl Halides on the Silver Salts S0V/62-59-125/3a 
of Dialkyl Phosphites : 


course of reaction depends on thestructure of the aromatic 
radicals of the halogen derivatives (Table 2). In the 


forms mixed esters of the phosphite. If the substituent in 
the nucleus is a methyl Yadical, the reaction takes place 
according to scheme (2), dee. diesters of the alkyiphosphinic 
acid are formed as derivatives of 5-valent Phosphorus, It 
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On the Effect of Triarylmethyl Halides ontheSilver Salts S0V/62-59-1-5/38 
ef Dialkyl Fhosphites 


benzene solution without heating. It was found that the 
reaction without heating has the same effect as on heating. 
By use of ether instead of benzene the reaction took the 
same direction. There are 3 tables and 11 references, 7 of 
which are Soviet, 


ASSOCIATION: Kazanskiy khimiko-tekhnologicheskiy institut (Kazan' In- 
stitute of Chemical Technology) 


SUBMITTED; April 29, 1957 
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5(3) S0v/62-59-1-6/38 


AUTHORS: Arbuzov, A. Ye., Abramov, V. 3S. 
> PITLE: The Problem of the Effect of Halogen-~Substituted Ethers 


on the Salts of Dialkyl Phosphites (K voprosu o deystvii 
galoidozameshchennykh prostykh efirov na soli dialkilfos- 
foristykh kislot) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 


1959, Nr 1, pp 35 ~ 40 (USSR) 


ABSTRACT: The experimental investigations carried out by the authors 
have shown that the monochloro-methyl ether reacts regularly 
with sodium diethyl phosphite and forms ethyl ethers of the 
methoxy-methyl phosphinic acid. Sodium dimethyl phosphite 
reacts with monochloro- and monobromo-methyl ether in a 
similar way as sodium diethyl phosphite and yields the 
methyl ester of the methoxy-methyl phosphinic acid. In the 
distillation of reaction products of the bromo-methyl ether 
with sodium dialkyl phosphite a reaction takes place without 
separation of the sodium bromide formed in the reaction in 
which salts of acid esters of the methoxy-methyl phosphinic 

Card 1/3 acid are formed, Monobromo-methyl ether reacts with silver 
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The Problem of the Effect of Helogen-Substituted Ethers sov /62-59-1-6/38 
‘on the Salts of Dialkyl Phosphites 


dialkyl phosphites in the same way as with sodium salts and 
forms corresponding esters of the methoxy-methyl phosphinic 
acid. The reaction in benzene takes place with a preliminary 
dissolution of silver salt and apparently forms an adduct 

of the halogen-substituted ether at silver dialkyl phosphite. 
In the reaction of chloro-methyl ether with silver dialkyl 
phosphites the silver salt is equally dissolved and an adduct 
is presumably formed. On heating the product obtained 
separates silver chloride and apparently mixed esters of the 
phosphite. They are disproportionated in the distillation 
and yield phosphites which contain the same radicals as the 
silver salts. By the influence of triphenyl nethane upon 
adducts of the chloro-methyl ethers at silver diethyl 
phosphite the triphenyl-methyl phosphinic acid is formed 
after saponification. The same reaction with the adduct 

of the bromo-methyl ether at silver diethyl phosphite, how- 
ever, yields triphenyl carbinol. This indicates a different 
course of both reactions. There are 12 references, 10 of 


which are Soviet. 
Card 2/3 
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5(3) sov/62-59-1-31/38 
AUTHORS: Arbuzov, A. Ye., Imayev, H. G. 
TITLE; On the Preparation 2f Diphenyl Phosphite (0 poluchenii di- 
fenilfosfita) 
PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khinicheskikh nauk, 
1959, Nr 1, pp 171 - 171 (USSR) 
ABSTRACT; In the present communication a simple method of synthesizing 
diphenyl phosphite is suggested. There are 2 references in 
publications available (Refs 1 and 2), Recently (Ref 3) = 


diphenyl phosphite was obtained by careful saponification ~~ 
of the chloric acid anhydride of diphenyl phosphite by an 
equivalent quantity of water in ether according to the 
following equation: 

(C.H,0),PC1+H,0 + (C¢H,0)POH+HC1. The authors investigated 


the saponification reaction of triphenyl phosphite, and 
stated that this reaction may be applied for the synthesis 
of diphenyl phosphite which so far has been very difficult 
to produce. Diphenyl phosphite was obtained in a quantitative 
yield (as compared to the raw product) by saponification 
Card 1/2 of triphenyl phosphite with an equivalent quantity of water 
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On the Preparation of Diphenyl Phosphite SOV/62-59-1-31/38 

and by subsequent removal of phenol in vacuun: - 
(CgH,0) ,P+H,0 ~ (CgH.0) ,POH+C¢HOH. Diphenyl phosphite 

synthesized in this Way may be us 


without further purification, 
which is Soviet. 


ed for purposes of. synthesis 
There are 3 references, 1.of 


ASSOCIATION: Kazanskiy khimiko-tekhnologicheskiy institut im. S. 
(Kazan' Institute of Chemical Technology imeni S$. M. 


SUBMITTED: June 16, 1958 
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AUTHORS: Arbuzov, A. Ye., Academician, SOV /20-126-4-23/62 
“valitovay Free@sy°Garit 'yanov, N. S., Kozyrev, Be Me 

TITLE: Paramagnetic Resonance of ~~Di phenyl-@-picryl-hydrazyl 


Obtained From Different Solvents (0 paramagnitnom rezonanse 


ol, a-difenil-§-pikrilgidrazila, poluchennogo iz razlichnykh 
rastvoriteley) 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 126, Nr 4, 
Pp 774-776 (USSR) 


ABSTRACT: The data given by various authors on the width of the line 
of the paramagnetic resonance of the compound (DPhPH) 
mentioned in the title, vary considerably: from ~,1 toas6 Oersted. 
In order to explain this fact, the first author suggested to 
deal with the subject mentioned in the title. DPhPH was 
produced according to the method desoribed in reference 3 
which differs from the Goldschmidt method (Ref 4). The solvents 
used were: benzene, toluene, xylene (isomeric mixture), 
pyridene, bromoform, carbon tetrachloride, chloroform and 
carbon disulfide. For the method of measuring the resonance 
see reference 5. The values of the width of the lines of the 

Cara 1/4 paramagnetic absorption (AE), 7 mentioned in the title, show 


Some 
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Paramagnetic Hesonance of %«-Diphenyl-#-picryl- SOV/20-126-4-23/62 
hydrazyl Obtained From Different Solvents 


that the nature of the solvent has a considerable influence 

on the width of the line. Naturally this leads to the 
conclusion that the molecules of the solvent form part of the 
crystalline lattice of the DPhPH (Refs 6-9). In no case 
however, there ig & guarantee that the experimenter dealt 
with chemically pure compounds, The data of table 1 show that 
the solvents used here, are divided into two groups, according 
to their influence on the width of the line: a. compounds of 
the cyclic type, b. compounds containing no cyoles, In 

DPhPH specimens of the group a. 

line takes place, in consequence 

of their frequency 

of this line, 

of group a. 
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SOV/20-126~4-23 /62 


Finally experiments of the authors are described in which 
one solvent (chloroform) was replaced by another (benzene), 
The crystals developed by chloroform, showed wider lines after 
they had been recrystallized with benzene. With a revoerge 
sequence of the solvents used, the crystals maintained the 
line of a benzene Specimen. Thus it seems that the affinity 
of benzene and DPhPH is stronger than that of chloroform. If 
DPhPH is used as a standard for defining the number of 
paramagnetic centres in different substances, it has to be 
done very carefully. Only a DPhPH preparation from a certain 
solvent may be used. In the case of a DPhPH synthesis from 
other solvents, the exact details of the experiment have to 
be given, or the experimenter will get various results, 
There are 1 table. and 13 references, 3 of which are Soviet, 
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(Institute of Chemistry of the Kazan' Branch of the Academy 


of Sciences, USSR) 
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SOV/20~127~4-25 /60 


Kitayev, Yu. P., Budnikov, G, K., Arbugov, A. Yeo, Academician 


Polarogr: shio Investigation of the Tautomerisn of Some Semi- 
and Thiosemicarbazones in Solutions 


eed Akademii nauk SSSR, 1959, Vol 127, Nr 4, pp 818.821 
USSR 


As the problem of the structure and tautomerism of semi- and 
thiosemicarbazones has not yet been fully solved, the authors 
started with this article a systematic investigation of the 
structure and behavior of. the representatives of this type of 
compounds. At first, the polarographic method was used. The 
semi- and thiosemicarbazones of acetone, methyl-ethyl ketone, 
acetaldehyde, propionaldehyde, cyclopentane, benzaldehyde, and 
acetophenone as well as the thiosemicarbazone of para~ and 
isopropylbenzaldehyde were investigated by means of an LP=55 
polarograph (Heyrovskiy system) with photographic recording of 
polarograms. The polarograms were recorded for buffer solutions 
of the above compounds with the pll-values 5.7, 7.3, 963 at 20°, 
and a molar concentration of the semi-~ and thiosemicarbazones of 


501074-5,107, A family of ourves was obtained for every 
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Polarographic Investigation of the Tautomerism of SOV /20-12724-25 /60 
. - Some Semi» and Thiosemicarbazones in Solutions 


solution with a certain pH-value. The polarograms show the 
high similarity in the behavior and, consequently, in the 
structures of the individual compounds. Certain rules for the 
polarograms of the aliphatic aldehydes and ketones as well as 
of the alicyclic ketones of semi- and thiosemicarbazones were 
found in the change of polarograms (Fig 1); the waves with an 
Bs /2 ~~1.4 to -1.55 v first become smaller with the time, grow 


again, and finally disappear completely. The aliphatic and 
alicyclic om-compounds had ~ as they escur in two tautanertas 
forms «» two waves at E, ig wen ted Vv and By 2 mwotst ve 


Comparative polarograms of the aqueous alcohc!l solutions of 

S-methylthiosemicarbazone were recorded which alse show the 

two waves corresponding to the two tautomeric forms 

(By 72 ~=-0.8 and ~-1.15 v). An analysis of the polarograns 


led to the following results: All compounds investigated hsd an 

ensemi- and enthiosemicarbazone structure in aqueous and ! 

aqueous-alcoholic solutions. There is no transition of the 
Cara 2/3 double bond from the azomethin group into the carbonyl group. 
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The polarograms of the benzalsemi~ and acetophenone thiosemi— 
carbazones again showed only one wave (By jp =1.15) (Fig 3) 
In the general Case, the Polarograms pointed to 4 Possibls 


tautomers of the semi- ang thiosemicarbazones, They permit 
the following transitions: 


Ry -CH,=C == NoNH-C me NE 
te MT i 4 

R(H) tf} 0(s) RH) $4 0s) 

R, ss at = ae = Na. 

R(H) 0H(SH) A(n) 

There are 3 figures and 6 references, 4 of which are Soviet, 
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sov/20-127-5-30/58 
Kitayev, Yu. P., Budnikov, G. K., Arbuzov, A. Ye., Academician 


Phe Polarographic Investigation of the Stereoisomeric Trans- 
formation of Some Semi- and Thiosemicarbazones in Solutions 


(cae Akademii nauk SSSR, 1959, Vol 127, Nr 5; pp 1041-1043 
USSR 


The authors point out that the stereoisomerism of semi-~ and 
thiosemicarbazones has. not yet been sufficiently well investi- 
gated, and thet there are many discrepancies in published data 
(Refs 2-4). Investigations were carried out of the semi- and 
thiosemicarbazones of methyl ketone, diethyl ketone, cyclo= 
pentanone, cyclohexanone, benzaldehyde, acetophenone, and thio- 
seminarbazone. of p~isopropyl benzaldehyde in a 20% solution of 
methanol in water with pH = 5.7 under irradiation with ultra- 
violet light. The measurements were carried out by means of the 
photorecording polarograph LR~55. In the case of alicyclic 
aldehydes and ketones the stereoisomeric transformation of the 
corresponding semi~ and thiosemicarbazones occurs easily. Under 
irradiation by ultraviolet light the polarogram shows a new 


wave with pasitive Bi /e° An exception is formed by the thiosemi- 
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fhe Polarographic Investigation of the Stereoisomeric Transformation of Some 


Semi- and Thiosemicarbazones in Solutions 


carbazone of cyclopentanone, which decays by irradiation. The 
production of the second wave, the height of which increases 
with the duration. of the irradiation, is explained by the 
production of 4 labile form. In the case of cyclic derivatives 
isomerism is based on the cis» and trans-form with respect to 
the ring. In aromatic derivatives stereoisomerism may be. ex- 


plained by the group Ray 
C=N=. 


R(HY 
Table 1 gives the measured potentials of the semiwaves of the 
stereoisomers and the transformation energies. Even though the 
polarographical data alone do not suffice for the purpose of 
explaining the structure of atereoisomers, they may, in con- 
junction with. chemical and physical methods, nevertheless make 
a valuable contribution. The labile forms found will as a rule 
be the cis- (or syn-) forms, though there are exceptions. 
Therefore a further investigation of the structure of these 
stereoisomers is necessary. There are 2 figures, 1 table and 
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